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Wank 1655, 670-2; Bull. Acad. bei, U.S.S.R. Des, Chem, 
Sei. 1985, A0U-T1 (Engl. translation). — 4-(2-Hydmayethyll 

-Dthenylthlophene (6 g.) ia Bn0 treated at ~ 5 with 0G 
mote BuLi in Bt,0, then with Dry Tee in Et and HO, and 
the aq. layer acidified gave 32% 5-(d-hyltaxyethyl) -2-(5-cas~ 
boxy-Z-thenylithiophese, m1. 10.6-11° Grom 60%) EcOU), 
while the org: layer mve 46 starting material ‘The acid 
heated with Raney Ni in aq. NaCOs 1-6 brs, at. Ho gave 

O46, HOCH) CH, 1m. 83--3.5° from EtOAc-petr. 
ether). Di-2-thienylmethane (1.8 g.), 9 ¢. Med.CCILCH: 
COCI, and 20 nl. CyHy at O° treated with 5.2 zg. GnCh, in 
CJ and, after 4 hrs. at room temp., with aq. PICT, steam 
distd. and thoroughty extd. with hot HO yielded 47.6") 

CHiRi{R = 5-(J-carboxy-1-oxopropyl)-2-taieny} {D, om. 
205-7? (irom EtOH), which, refluxed with 190°) NyH,.Hw) 
ju O(CH:CHOH), 15 min., treated with KOH, and refluxed 
1.5 hrs. gave 70% CHR, (Ro = 5-(J-tarbocy propyl ya- 
thienyl], m. 119-19.7? (fren 10); this with Raney Ni ss 
above gave a low yield of (CH) (COP s, 1. 1i8-18.7°. 
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Title a Synthesis of aliphatic amino-acids from thiophene derivatives 


Periodical Dok. AN SSSR 100/3, 461-464, Jan 22, 1955 


Abstract Experimontal data are presented regarding the synthesis of alphs-aping 
acid with a normal carbon atom chain from thiophenn derivatives. It 
was found that by applying e certain principle of aleaving the bifunctional 
thiophene derivatives it would be possible to obtain also ather animo-acids 
with branched choin and cther arrangements of the sarboxyl and emina 
groups. Eight references: 4 USA, 1 French, 2 German and 1 USSR (1896+ 
195k). 
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gitle »  fdout bi-e- thienylcasbinole. 


Orig Pub: Izv. All SSSR, Otd. iim I, 1956, lo 6, 745-747 


Apstract: pi -2-(4nieny2) -cerbinol (i) end its etn (ACott S)2 cH 0 
(Zr) is synthesize. To 5.6 &. thioohenylaldenyde-2 (Tit) 
in 70 ec anhydrous ether is added while stirring »t (0°) 

ee a solution of d-thienyluagiesivisbromide (rv) (from 8.2 c. 

: of 2-bronothiophene and 1.2. Mg), in ether, the precipi- 

tate is decomposed with Lh ec dil. HCl (1:1), and fren 

the ether solution is obtained 1.4 ge IL, mp 81,5~82.5° 

(from ligroin an¢ alcchol). To the solution Iv(fron 12.6 

f. 2-bromothiophene and 1.9 g- Mg) in ether 1s added 8.4 

¢. III in 20 ce ether (--0°, Up)s left standing for 2 
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lL. Institut organicheskoy EKhimli iment W.D.Zelinskogo Akademii nank 
SSSR. Predstavleno akademikon A.A. Balandinyn. 
(Amines) (Thiophene) 
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109 noe22305-308 Jl '56. (MERA 9:10) 


1. Institut organichesxoy khimii imeni ¥.D, Zelinnkogo Alcademii 
nauk SSSR, Predstavleno akademikon A.A, Balandinyu. 
(Amino acids) 
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(Problems and exercises in chemistry for secondary schools 
Zadachi £4 uprazhneniie po khinii dlia srednei shkoly. Izd.18., 
perer. Moskva, Gos.uchebno~pedagog. izd-vo M-va prosv, RS?SR, 
1957. 142 p, (MIBA 12:4) 
(Chemietry--Problems, ezercises, etc.) 
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Soltdfarb, fa, L., aml Honctantinoy, P, A, 62~1~15/21 


The Structur: of Products Gotained from the Acylation and Formyiaticn 
of 2-lethyl-5-Tertiary Eutyl Thiophane and 2 ,5~Di-Tri-butyl Thicphene 
(O stroyenii produktov atsilirovaniya i formilirovaniya 2=metil-S~ 
tret, bubiltiofeana i 2,5-di-tret,butiltiofena), 


Javestiya Akademii lauk SSSR, Otdeleniye Khimicheskikh Nauk, 1957, 
Ho, 1, pre 12-117 (U,S.5.R, 9 
Experiments showed that formylation, acetylation ani also bromination 
of 2-methyl-5-tertiary butyl thiophene force the new substitute into 
position 3, During the acetylation of 2 ,5-di-tri-butyl thiophene 

in the presence of stannicchloride, the mpration of the turtiary 
butyl proup has not been observed, The possibility of obtaining 
thiophenearboxylic acids, substituted in alpha position with alxyl 
radicals (methyl, tertiary butyl) by simultaneous reaction of iedine 
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A new method for the synthesis of macrocyclic compounis, Preparation 
of alicyclic compounds from thiophene derivatives. Izv, AN SSSR Otd, 
khim, nauk no.l0:1262-1265 0 '57, (MIRA 11:3) 
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Zvorykina, V. K., Alashev, F. D., 02-50-0-25/37 
Gol'dfarb, Ya. L. 


[Tne Production of N-Oxides of N-Nethylanavasine (Polucheniye 
N-okice; N-netilanabazinz) 


stiya Akademii nauk SSSR, Otdeleniye xhimichesikh nauk, 


zve 
958, Nr 6, pp. 788 - 790 (USSR) 


Continuing the investization of the N-oxides of bi-tertiary 
cyclic beses (Refs 1,2), the authors carried out the oxidstion 
(by means of hydrogen peroxide) of N-tethylanabasine. Bases of 
tne N-oxides of M-methylanabasine which had hitherto not teen 
described in published works, viz. N,N'-dioxide, Py-N-oxide, 

and Pi-N-oxide, as well as the picrates ard hydrochlorides of 
these oxides were ottained. The structure of the N-oxides of 
N-nethylanabasire was deternined by reduction by means of zine 
and hydrochloric acid in N-methylanabasine (and wes idertified 
as a di-picrate). There are | references, 2 of which are Soviet. 
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Gol'dfarb, Ya. L., Kiseleva, V. Ve SCV /62-58-7-22/25 


On tae Py-N-Methyl-a-Metaunicetone (0 py-N-meti l-«-metanikotone) 
The Action of Benzoyl Chloride on i-Methyl-a-Nicotone 
(Deystviye benzoilchioride na N-metil-a-nixoton) 


lavestiya Akademii nauk SSSR, Otdeleniys «himicheskikh nauk, 
1958, Nr 7, pp 903 - 905 (USSR) 


After a number of investigations of various nicotine derivatives 
and of metanicotine it wus found tnat tney have a smaller 
toxicity than nicotine and that they maintain some useful 
properties (in a pharmacological respect). In the present paper 
the authors describe which way the compound 

j-methyl-3 [4'-methyl benzoyl amino butenyl-(1')j-pyridone- (2) 
was produced Ly the cleavage of the pyrrolidine ring of the 
N-methyl-a-nicotone by means of benzoyl chloride. By the 
saponification of this compound Py-N-methyl-a'-metanicotine 
sould be synthesized. There are 9 references, 4 of which ere 
Soviet. 
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FABRICHNYTY, B.P.; SHALAVINA, I.P,; GOL'DPARB, Ya.b, 


Synthesis of aliphatic amino acids from thipheane derivatives, 
Part 3: Synthesis of W-amino acids, Zlmr.ob,\ichim. 2B no.9: 
2520-2530 S '58, (MIRA 11:11) 


1. Institut organicheeskoy khimii AN SSSR, 
(amino acids) 


A il thd a ARE ara at oe 
meng oD TA] r Pa bh A, : ees Sl. Wee Re we 3 


O COCTARE COR UIE Bey Wrryeany 
VeTHODE TY Bote SP URUIIOPN ONO Ee 
TEPMUNEC ID Py LIOR ETIDU CPE UE Rn nese KUN 
CUAUHIEN CANE ne ae KOTO MEL TOUR UE 


BM @oxopen H+ Foasegegt ton Toprmtene 


In Mendsleyer Congrese jar Cenaral int Appliea Chemistry om 
Bection or Chemistry and Cheatcal Tecmology of Tels, 

Publ, by dead. Sot. UBAR, Moscow 1959 

ebetractes of 


Teporte eckeduled to be Jeveonted at store mean isind ccagrose 
Woscov, 15 March 1959, ' 


“APPROVED FOR RE Tee unas 
APPROVED FOR RELEASE: ay, September 26, 2002 


\ 
eyProlonraty 


“APPROVED FOR RELEASE: Thursday, September | 


APPROVED FOR RELEASE: Thursday, September 26, 2002 


we 
il. 


hursday, September 26, 2002 


PERECD ITAL. 


Ped irapiess digs OCR aE 
gOEEG 2 


eOaal ASS 


pany 


ante 


Dreier baer : ae 


ASE: Thursday; ‘September 26, 2002 CIA-RDP86- 00513R000515620019- 2" 


On Some Esters of Phiolformic Acid 357/62 654 -6-24 /30 


x¥l containing compounds (Rafa 12-17). Ca the basis of an use 
mate formylation of benzylmercaptan was car ried out fer the 
purnese of avoiding a decomposition of the ankyeride hamecaadk, 
the reaction temperature wag chesen in ge Low & range that on. 
separation of cartondioxide could take place. The penzyiester 
of the thiolformic acid (I) was obteined, The bathy vie ster of 
the thiolformic acid wag under quite ainilar sonditione alas 

roduced from ees and ethylmercaptan n with the anhydride 
combination. Furthermore, it was shown that the trithiolformic 
acid, by passing an internediate atace, Seis the esters of the 
thiolformic acid. (1) reacted in the presence 2f hydrochloric 
acid with benzylmereaptan under formation of the aster of the 


orthotrithiolformic acid. The esters of the thiclformic acid 
proved €o gerve as N-formylating agents. 2y the action ef (T) 
Vows 


upon a-aminopyridine forcyl- -a-aminopyridine wag obtsiness by 
reacting with all thielfornates deseribed here with phenyl ny - 
drazine $-formylphenylhydrasine is formed, Thera are 20 ret- 
erences, 2 of which are Soviet. 
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ABSTRACT: As far ag the authors are informed only two alkyl thienyl sul- 
fides i.e, nethyl-2-thienyl sulfide (Refa 727) and ethyl-2- 
thienyl sulfide (Ref 8) have been described up to present, The 
yield of the eccessiple synthesis of @-thienyl maznesium iodide, 
sulfur and methyl iodide (Ref 9) is 50-60 <4, A more convenient 
way of synthesis of sulfides of be above mentioned type 
yielding up to 80 34, ia described in the experimental part. 

It uses lithium derivatives of thiephen or its homologues 
which renct with anlfur, like the Organic magnesium compounds, 
the préparation of !-halosen thiophen however, is unnecessary 
and thie is essential. In this wry nethyl-2-thienyl sulfide, 

2 ethyl -O-thianyl) sulfide, 
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Gol'dfarb, Ya. L., Vol'kenshteyn, fu. B. 
Action of Promine on 2-Aceatothianone in the Pranence of 
Excessive Aluminum Chloride 


Doklady Akademii nauk SSSR, 13959, Vol 128, Yr 4, pp 536-522 
(SSR) 


In the bromination of acetophenone, the bromine doas not 
enter - ag otherwise saith katones - into « aide chain but 
into the ring, in metapogition to the carbonyl group (Hef 1). 
This happens in the presence of 2.5-3 moles of anhydrous 
Alcl, without a solvent. Apparently, this method can also 


be used for a similar halogenation of other aronatic car- 
bonyl compounds. The role of AlCl, is protadly the blocking 


of the acyl group by formation of a resistant complex with 
dimeric cyclic structure. Both from a practical and a theoreti- 
cal point of view, it was interesting to investigate - by 

the example of the substance mentioned in the title - this 
peculiar blocking of the side chain; under usual conditions, 
this substance can only be halogenated in the sida chain 
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30V/20-123-3-28/568 
tetion of Bromine on 2-Acetothienone in the Presence of Excessive Aluminun 
Chloride 


(Refs 3, 4). Publication data speak of an a-orianting action 
of the sulphur atom stronger than the action of mata-orienta- 
tion (Ref 5). The bromination mentioned in the title yielded 

a 4-bromo-2-acetothienone (I) not described in publications, 
4,5-dibromo-2-acetothienone, the structure of which was con~ 
firmed by reforence 10, was formed as a by-product, The struc- 
ture of the bromine-substituted ketone 1 was confirmed by 

2 methods (see Diagram), namely by oxidation or by reduction. 
The bromination method described above, and the moatly hign 
yields, offer new possibilities of synthasizing tha poorly 
accessible 2,4-substituted thiophenes. Datailed data on the 
introduction of a 2nd acyl group into the 2-acetothienone, 

as well as on its chloromethylation by the method of reference 
I, will be published later. There are i1 referencas. 


Institut organicheskoy khimii im, i. D. Gelinskcgo Akademii 
nauk SSSR 

(Institute of Organic Chemiatry imeni MN. D, delinskiy of the 
Academy of Sciences, USSR) 
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AUTHORS: Gol'dfarb, Ya.L., Belen'kiy, L. 1. 


TITLE: Stress and Reactivity of Monocyclic Systems 
PERIODICAL: Uspekhi khimii, 1960, Vol, 29; No. 4, pp» 470-507 


TEXT: This is a survey of the most interesting papers published in recent 

years on stress theory: First, the authors give a brief sumnary of the develop~ 
ment of the basic assumptions of this theory in the forties (Refs; 4-18). Details 
of the development of the stress theory are contained in Refs, 1-3. On the basis 
of the latest results (Refs. 19-30) it may be agsuned that cyclic systems 

exhibit also the so-called conformation stress in addition to the classical 
angular or Baeyer stress. In an actually existing molecule the two stresses are 
usually present at the same time and are interdependent. With the help of physical 
and chemical methods it is only possible to determine the total stress of the 
cyclic systen, It is merely an assumption that the Baeyer angular stress pre~ 
dominates in smaller rings and the conformation stress in five-membered and medium 
rings. It is frequently possible to determine the stress by studying several 
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physical properties. The stress becomes particularly manifest in exact measure- 
ments of the combustion heat (Table 1: combustion heat of oycoparaffing). The 
physical properties of the following cyclic systems are diacussed: cyclopentane 
and cyclohexane (Refa. 29, 41-51, Fig. 2); cis-cycloolefina (Refs. 47, 54-57; 
Table 2); cyclobutane (Refs. 58, 59); cyclopropane (Refs, 60-67), The data 
obtained for cycloalkanes are applicable to the simplest heterocyclic com- 
pounds, The stress of a heterocyclic compound having oxygen or sulfur in its 
ring is, however, always lower than that of a cycloalkane with an equally large 
ving (Refs: 34, 68-72, Table 3). The combustion heats of the simplest oxygen- 
containing heterocycles are given in table 4 and need no explanation (Refs. 73, 
74). Microwave- (Ref. 75) and oscillation spectra (Ref. 76) indicate that the 
trimethyl oxide has a plane structure, Concerning the combustion heats of 
nitrogen-containing heterocycles there are data available only on ethylenimine 
(Ref, 77), piperidine (Ref. 78), and pyrrolidine (Ref. 189). The conformation 
atress manifests itself in cyclic compounds with conjugate double bonds in a 
very peculiar manner (Fig, 3). The absence of coplanarity raises the energy 
content and reduces and even eliminates the properties of a conjugate system 
(Refs. 28, 79-85). When discussing various types of stress and the influence 
exerted by stresses on the reactivity of cyclic compounds, the authors make use 


Card 2/5 


i 


Hs ' ijt 
620019-2" 


5 


inmiter 69634 


Stress and Reactivity of Monocyclic Systems s/074/60/029/04/02/005 
3008 /BO14 


of Brown's concept of the F- and B-atresses (Refs. 86-89) an well as of the 
I-streas (Refs. 93,94)(Tatle 5). Numerous examples show that the ratio of the 
reaction rates of various rings follows the theory of I-streases. This holds 


not only for the addition to carbonyl groups and according to Syl but also for 


radical reactions and reactions of the type Sy2. It may be assumed that the 
reaction rate is differently influenced by the size of the ring, depending on : 
the type of reaction (Table 6), Next, some examples are given which demon- 

strate the effect of I-stress on the reaction rate (Refs, 95-136, Tables 7-15, x 
Figs. 4 and 5). As the I-stress ia only one of the factors influencing the 
relative reaction rate of cyclic compounds, it is also necessary to take account 
of steric and polar factors (Tables 16 and 17). The authors give several 
examples which contradict the theory of I-stress (Tables 18-20), The last part 
of the present article deals with the formation and opening of rings and with 
the relationship between these processes and stress (Refs. 8,28,132, 177-185). 
The tendency toward ring closure is a complicated function of the following 
functions: distance between the reacting groups and the entropy loss which is 
connected with the fixation of the ring; Baeyer- and Pitzer stress as well ag 
the compression of the van der Waals radii. Two reactions compete with each 
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other in the cyclization: the intramolecular ~ ring closure - and the inter- 


molecular = polycondensation or polymerization As the height of the activation 
barrier of any chemical reaction is determined by the change in the so-called 
thermodynamic activation potential, it is possible to speak of enthalpy~ and 
entropy barriers. The synthesis of larger, unstressed rings (13 and more members) 
ise predominated by the entropy barrier, whereas the ent*alpy dDarrier pre- 
dominates in the case of smaller, stressed rings. Tho’ there is no relation 
between the stress and the formation rate of rings, « latter are usvally closed 
more easily if unstressed rings are formed, or if the .nain has an adequave shape. 
The development of an adequate chain shape depends on the reaction mechanisn, 
Ring closure is promoted by the existence of substituents (Table 21). Some 
thermodynamic and kinetic problems of the Solsnesteeeaet eyolic compounds 

were dealt with in the paper mentioned in Ref. 155 (Fig. 6). It should be 
emphasized that the fact that this process is possible froa the thermodynamic 
point of view does not warrant its practical realizibility The polymerization 

of numerous heterocyclic compounds may be regarded as an equilibrium process. 

The character of the products obtained depends on the conditions cf reaction. 
Though many examples seem to prove a parallelism between the stress of rings and 
their polymerizability, such a relationahip doas not always exist. Thus, it is 
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not possible to determine the atate of stress of a cyclic compound from its 
polymerizability. The following Soviet authors are mentioned in this article: 
N.A. Domnin. P,V Zubov- M.Ye. Dyatkina, Ya K Syrkin, &.G. Gustavson, 

A.Ye. Chichibabin, ¥.V. Markovnikov, n.Ya. Dem'yanov, and N.A. Mengamatein. 
There are 6 tigures, 21 tables, and 190 references, 36 of wnich are soviet. 
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AUTHORS Kuz'minskiy, AS., Gol'dfarb, Ya,L., Fedorov. T.P.. Zenshenko, 
AT, Kogerman, A.P., Gorushkina, G I., Angart, LG, 
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Some azomethines of the thiophens series are sealerants of the 
vulcanization processes fRef 1], some of them being ai 
which ts important for. *he cable industry, Tne most suitarcis pencthines 
ar@ those containing nydroxyl groups Other substances «+f this type were 
synthesized, therefore, which differed only in the positicr of the aydroxyl 
groups. The following substances were synthestzed. bts-[ neryitdene]- 
hydrazine, bis-[5-methyl-2-thenylidene]-hydrazina, bis-[2-tneny!s \ 
phenylenediamine, 5'-methyl-2'- therylidene- -6~amino~-2-mercapriteracthiazole, 
5-methyl-2-thenylidene-o-aminophenol and Sue sniey Lideng so Ren Lares 
as well as two new sulfidas ( pp ~oxye tiny} e thenylsulyide and ¢-thenyl- 
n-oxyphenyl}-suifide. The two sulfides menttoned ard 2'.*henyi dene -5- 
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amino~d-mercaptobenzotniazole and 6-amino-2-mercaptobenzo*niazols are 
aceelerants, dul their effictency 15 less than that of mercantorenzethiazels 

It was evident that the nydroxy! group pacitively affects the iceleaTrating 
actlon of the compounds, if 1% 1¢ lecaved in the para-state af rns benzene _ 
ring. The introduction of molecules of mercaptobenzotar ie of tne amino- 
group into the benzene ring decreases the efficrency of 2 ompound. A 

further complization of the molecule decreases the efficLenay still mere. 

Ths cause of thess phenomena is mot knewn at the present time. The principal 
role in the accelerating a:tionm of the compounds considered ts slaved bv the 
hydroxyl grour. : 


Pnere are 4 tabies ard 5 refarances 2 fovter 2 Englien und 1 te-man 
SUBMITTED - August 20, 1959 
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PERIODICAL: Doklady akademii nauk SSSR, 1960, Yol 13%, Nr 5. pp 1102-1105 (USSR) 


TEXT: The authors wished to extend the reducing desulfurization rethod to the 
di-tertiary amines of the thiophene series. Thus, higher alkylene diamines can 
be obtained, which, in turn, could be utilized to synthetize the bis-ammoniun 
salts with a potential curare-like effect. As compared to gecamethoniun, the 
halogen alkylates of the diamines IV and IVa would form a new type of such 
compounds. They are ramified in the center of the chain. Sucn rasifications 
exert an influence on the activity of some substances with a curare-like effect o 
(Ref 4). The authors used 2, 2-bis(2-thieny1)-butane which is agagily formed from 
thiophene and methyl ethyl ketone as the star.ing material. By ckloromethylation, 
the bis-chloro-methyl derivative (I) was obtai.ed. This derivative was used in 
the "raw" state, since it decomposes to 4 considerable degree when subjected to 
vacuum distillation. When hexamethylene tetramine is reacted with I, the 
corresponding salt, and from this, the diamine II is obteined in the ordinary 
way. Hydrogenolysigs with Raney nickel yielded only mixtures distillable in a too 
broad range. Therefore, skeleton cobalt was used by the authors, although it is 
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